n 



■ o 



(12) IN rERNATIONAL APPLICATION PUBLISHED UNDER THE PATENT COOPERATION TREATY (PCD 



(19) World Intellectual Property 
On>ani2ali<>n 
Iniemational Bureau 

(43) International Publication Date 
25 November 2004 (25.11.2004) 




(10) International Publication Number 

PCX wo 2004/101852 A2 



(51) Inlcrnalional Patent CJassillcation'': 
(21) InternatlonaJ Appllcalion Number: 



C25B iiyoo 



(22) International Filing Date: 
(25) Filing Language: 



(26) Publication Language: 

(30) Priority Data: 

60/486*445 



PCTAJS2004/014357 
7 May 2004(07.05.2004) 
English 
English 



7 May 2003 (07.05.2003) US 



(71) Applicant (for all designated Stales except US): ELTECH 
SYSTEMS CORPORATION [US/US]; 100 Seventh Av- 
enue, Suite 300, Chardon, OH 44024 (US). 

(72) Inventors; and 

(75) Invcntors/AppUcants (for US only): CARLSON, 
Richard, C. [USAJS]; 51 2 1 6th Streei] Euclid, OH 44123 
(US). DIFRAMCO, Dino [USAJS); 553 Zorn Lane. 
Mayfield Village, OH 44143 (US). MOATS, Michael, 
S. [US/US]; 1604 Clipper Court, Painseville, OH 44077 
(US). HARDEE, Kenneth, L. fUSAJS]; 15818 Georgia 
Road, Middlefield. OH 44062 (US). 

(74) Agents: TVRPAK, Michele, M. ei al.; Hudak, Shunk & 
Farine Co. LPA, 2020 Front Street, Suite 300, Cuyahoga 
Falls, OH 44221 (US). 



(81 ) Designated States (unless otherwise indicated, for every 
kind of national protection available): AE, AG, AL, AM, 
AT, AU, AZ, BA, BB, BG, BR, B W, BY, BZ, CA, CH, CN, 
CO. CR, CU, CZ, DE, DK, DM, DZ, EC, EE, EG, ES, R, 
GB, CD, GE, GH, GM, HR, HU, ID, IL, IN, IS, JP, KE, 
KG. KP, KR, KZ, LC, LK, LR, LS, LT, LU, LV, MA, MD, 
MG, MK, MN. MW, MX, MZ, NA, NI, NO, NZ, OM, PG. 
PH, PL, PT, RO, RU, SC, SD. SE. SG, SK, SL, SY, TJ, TM, 
TN, TR, TT, IX UA, UG, US, UZ, VC, VN, YU, ZA, ZM, 
ZW. 

(84) Designated States (unless otherwise irulicated. for every 
kind of regional protection available): ARIPO (BW, GH, 
GM, KE, LS, MW, MZ, NA, SD, SL, SZ, TZ, UG, ZM, 
ZW), Eurasian (AM, AZ, BY, KG, KZ, MD, RU, TJ, TM ), 
European (AT, BE, BG, CH, CY, CZ, DE, DK, EE, ES, R, 
FR, GB, GR, PRJ, IE, IT, LU, MC, NL, PL, PT, RO, SE, SI, 
SK, TR), OA PI (BF, BJ, CF, CG, CI. CM. GA, GN. GQ, 
GW, ML, MR, NE, SN, TD. TG). 

PubUshed: 

— without international search report and to be republished 
upon receipt of that report 

For two-letter codes atid other abbreviations, refer to the "Guid- 
ance Notes on Codes and Abbreviations " appearing at the begin- 
ning of each regular issue of the PCT Gazette. 



< 
in 

00 



^ (54) Title: SMOOTH SURFACE MORPHOLOGY CHLORATE ANODE COATING 

(57) Abstract: The present invention relates to an electrocatalyiic coating and an electrode having the coating thereon, wherein the 
coating is a mixed metal oxide coaling, preferably ruthenium, titanium and tin or antimony oxides. The coating uses water as a 
solvent that provides for a smoother surface than alcohol based solvents. The electrocatalyiic coaling can be used especially as an 
1^ anode component of an electrolysis cell and in particular a cell for the electrolysis of aqueous chlor-alkali solutions. 
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SMOOTH SURFACE MORPHOLOGY CHLORATE ANODE COATING 
BACKGROUND OF THE INVENTION 

5 1. Field of the Invention 

The invention is directed to an electrolytic electrode and a coating 
thereon having a smooth surface morphology which generates decreased 
amounts of oxygen for use in the electrolysis of aqueous chlor-alkaii 
10 solutions. 

2. Description of the Related Art 

Electrode efficiency is an important consideration in various 
15 industrially important electrochemical processes, particulariy where the 
electrode is utilized as an anode in a chlorine evolving process. Generally in 
these processes, the electrodes will contain a platinum-group oxide coating. 
These platinum group metal oxide coatings, such as are described in one or 
more of the U.S. Patent Nos. 3,265,526, 3,632,498, 3,711,385, and 
20 4,528,084 are most always alcohol-based, e.g., butanol. 

For example, in U.S. Patent 3, 855,092, there is taught a method of 
electrolysis using an anode comprising an electrically conductive, particulariy 
titanium, substrate at least partially covered with a solid solution-type coating 
25 consisting essentially of titanium, ruthenium and tin dioxides. The anode can 
find use in a mercury cell for the production of chlorine and caustic. 

It would be desirable, however, to provide an electrode for service in 
chlorate electrolytic cells which provides improved efficiency and low oxygen 
30 generation while having improved lifetimes, without the necessity for an 
alcohol solvent. 
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SUMMARY OF THE INVENTION 

There has now been found an electrode coating which provides 
improved lifetimes while maintaining high efficiencies. Additionally, the 
5 coating uses water as a solvent which provides a surface morphology having 
fewer surface cracks and thus lower oxygen generation which is especially 
beneficial in electrochemical cells wherein the oxidation of chloride to chlorine 
is the principal anode reaction. 

10 DESCRIPTION OF THE INVENTION 

The electrolytic process of the present invention is particulariy useful in 
the chlor-alkali industry for the production of chlorate from a sodium chloride 
electrolyte. The electrode described herein when used in such process will 
15 virtually always find service as an anode. Thus, the word "anode" is often 
used herein when referring to the electrode, but this is simply for convenience 
and should not be construed as limiting the invention. 

The metals for the electrode are broadly contemplated to be any 
20 coatable metal. For the particular application of an electrocatalytic coating, 
the metal might be such as nickel or manganese, but will most always be a 
"film-forming" metal. By "film-forming metal" it is meant a metal or alloy which 
has the property that when connected as an anode in tine electrolyte in which 
the coated anode is subsequently to operate, there rapidly forms a 
25 passivating oxide film which protects the underiying metal from corrosion by 
electrolyte, i.e., those metals and alloys which are frequentiy referred to as 
"valve metals", as well as alloys containing valve metal (e.g.. Ti-Ni, Ti-Co. Ti- 
Fe and Ti-Cu), but which in the same conditions form a non-passivating 
anodic surface oxide film. Such valve metals include titanium, tantalum, 
30 aluminum, zirconium and niobium. Of particular interest for its mggedness, 
corrosion resistance and availability is titanium. As well as the normally 
available elemental metals themselves, the suitable metals of the substrate 
include metal alloys and intermetallic mixtures, as well as ceramics and 
cermets such as contain one or more valve metals. For example, titanium 
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may be alloyed with nickel, cobalt, iron, manganese or copper. More 
specifically, grade 5 titanium may include up to 6.75 weight percent aluminum 
and 4.5 weight percent vanadium, grade 6 up to 6 percent aluminum and 3 
percent tin, grade 7 up to 0.25 weight percent palladium, grade 10, from 10 to 
5 13 weight percent plus 4.5 to 7.5 weight percent zirconium and so on. 

By use of elemental metals, it is most particularly meant the metals in 
their normally available condition, i.e.. having minor amounts of impurities. 
Thus, for the metal of particular interest, i.e., titanium, various grades of the 
10 metal are available including those in which other constituents may be alloys 
or alloys plus impurities. Grades of titanium have been more specifically set 
forth in the standard specifications for titanium detailed in ASTM B 265-79. 
Because it is a metal of particular interest, titanium will often be referred to 
herein for convenience when referring to metal for the electrode base. 

15 

Plates, rods, tubes, wires or knitted wires and expanded meshes of 
titanium or other film-forming metals can be used as the electrode base. 
Titanium or other film-forming metal clad on a conducting core can also be 
used. It is also possible to surface treat porous sintered titanium with dilute 
20 paint solutions in the same manner. 

Regardless of the metal selected and the form of the electrode base, 
before applying a coating composition thereto, the electrode base is 
advantageously a cleaned surface. This may be obtained by any of the 

25 treatments used to achieve a clean metal surface, including mechanical 
cleaning. The usual cleaning procedures of degreasing, either chemical or 
electrolytic, or other chemical cleaning operation may also be used to 
advantage. Where the base preparation includes annealing, and the metal is 
grade 1 titanium, the titanium can be annealed at a temperature of at least 

30 about 450''C for a time of at least about 1 5 minutes, but most often a more 
elevated annealing temperature, e.g., eOO^'C to 875**C is advantageous. 

When a clean surface, or prepared and cleaned surface, has been 
obtained, it can be advantageous to obtain a surface roughness. This will be 
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achieved by means which include intergranular etching of the metal, plasma 
spray application, which spray application can be of particulate valve metal or 
of ceramic oxide particles, or both, and sharp grit blasting of the metal 
surface, optionally followed by surface treatment to remove embedded grit 
5 and/or clean the surface. 

Etching will be with a sufficiently active etch solution to develop a 
surface roughness and/or surface morphology, including possible aggressive 
grain boundary attack. Typical etch solutions are acid solutions. These can 

10 be provided by hydrochloric, sulfuric, perchloric, nitric, oxalic, tartaric, and 
phosphoric acids as well as mixtures thereof, e.g., aqua regia. Other etchants 
that may be utilized include caustic etchants such as a solution of potassium 
hydroxide/hydrogen peroxide, or a melt of potassium hydroxide with 
potassium nitrate. Following etching, the etched metal surface can then be 

15 subjected to rinsing and drying steps. The suitable preparation of the surface 
by etching has been more fully discussed in U.S. Pat No. 5.167,788, which is 
incorporated herein by reference. 

In plasma spraying for a suitably roughened metal surface, the material 
20 will be applied in particulate form such as droplets of molten metal. In this 
plasma spraying, such as it would apply to spraying of a metal, the metal is 
melted and sprayed in a plasma stream generated by heating with an electric 
arc to high temperatures in inert gas, such as argon or nitrogen, optionally 
containing a minor amount of hydrogen. It is to be understood by the use 
25 herein of the term "plasma spraying" that although plasma spraying is 
preferred the term is meant to include generally thermal spraying such as 
magnetohydrodynamic spraying, flame spraying and arc spraying, so that the 
spraying may simply be refenred to as ''melt spraying" or "thermal spraying". 

30 The particulate material employed may be a valve metal or oxides 

thereof, e.g., titanium oxide, tantalum oxide and niobium oxide. It is also 
contemplated to melt spray titanates, spinels, magnetite, tin oxide, lead oxide, 
manganese oxide and perovskites. It is also contemplated that the oxide 
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being sprayed can be doped with various additives including dopants in ion 
form such as of niobium or tin or Indium. 

It is also contemplated that such plasma spray application may be used 
5 in combination with etching of the substrate metal surface. Or the electrode 
base may be first prepared by grit blasting, as discussed hereinabove, which 
may or may not be followed by etching. 

It has also been found that a suitably roughened metal surface can be 
10 obtained by special grit blasting with sharp grit, optionally followed by removal 
of surface embedded grit. The grit, which will usually contain angular 
particles, will cut the metal surface as opposed to peening the surface. 
Serviceable grit for such purpose can include sand, aluminum oxide, steel and 
silicon carbide. Etching, or other treatment such as water blasting, following 
15 grit blasting can be used to remove embedded grit and/or clean the surface. 

It will be understood from the foregoing that the surface may then 
proceed through various operations, providing a pretreatment before coating, 
e.g., the above-described plasma spraying of a valve metal oxide coating. 

20 Other pretreatments may also be useful. For example, it is contemplated that 
the surface be subjected to a hydriding or nitriding treatment. Prior to coating 
with an electrochemically active material, it has been proposed to provide an 
oxide layer by heating the substrate in air or by anodic oxidation of the 
substrate as described in U.S. Patent 3,234,110. Various proposals have 

25 also been made in which an outer layer of electrochemically active material is 
deposited on a sublayer, which primarily serves as a protective and 
conductive intermediate. Various tin oxide based underiayers are disclosed in 
U.S. Patent Nos, 4,272,354, 3,882,002 and 3,950,240. It is also 
contemplated that the surface may be prepared as with an antipassivatlon 

30 layer. 



Following any of the foregoing techniques for surface preparation of the 
electrode base, an electrochemically active coating can then be applied to the 
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substrate member. As representative of the applied electrochemically active 
coating, as such term is used herein, are those provided from platinum or 
other platinum group metals or they can be represented by active oxide 
coatings such as platinum group metal oxides, magnetite, ferrite, cobalt spinel 

5 or mixed metal oxide coatings. Such coatings have typically been developed 
for use as anode coatings in the industrial electrochemical industry. Suitable 
coatings of this type have been generally described in one or more of the U.S. 
Patent Nos. 3,265,526, 3,632,498, 3,711,385, and 4,528,084. The mixed 
metal oxide coatings can often include at least one oxide of a valve metal with 

0 an oxide of a platinum group metal including platinum, palladium, rhodium, 
iridium and ruthenium or mixtures of themselves and with other metals. 
Further coatings include manganese dioxide, lead dioxide, cobalt oxide, ferric 
oxide, ptatinate coatings such as MxPt304 where M is an alkali metal and x is 
typically targeted at approximately 0.5. nickel-nickel oxide and nickel plus 

5 ianthanide oxides. 



Representative coatings of the present invention will contain an 
element of ruthenium oxide in combination with titanium oxide and antimony 
or tin oxides. It is contemplated that the coating composition may optionally 
contain iridium oxide. The preferred coating compositions are those 
comprised of RuCU, TiCIs, SbCIs, and hydrochloric acid, ail in aqueous 
solution. It has been found that, for the electrochemically active coating of the 
present invention, it is prefen-ed that the coating formulation is prepared using 
a water base, as opposed to an alcohol base. 

Such coating composition will contain sufficient ruthenium constituent 
to provide at least about 10 mole percent up to about 30 mole percent, and 
preferably from about 15 mole percent up to about 25 mole percent, basis 100 
mole percent of the metal content of the coating. It will be understood that the 
constituents are substantially present as their oxides, and the reference to the 
metals is for convenience, particularly when referring to proportions. 
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A valve metal component will be included in the coating composition. 
Various valve metals can be utilized including titanium, tantalum, niobium, 
zirconium, hafnium, vanadium, molybdenum, and tungsten, with titanium 
being preferred. Salts of the dissolved metal are utilized, and suitable 
5 inorganic substituents can include chlorides, iodides, bromides, sulfates, 
borates, carbonates, acetates, and citrates, e.g.. TiClz or, TiCU, in acid 
solutions. 

Such coating composition will contain sufficient Ti constituent to 
10 provide at least about 50 mole percent up to about 85 mole percent and 
preferably from about 60 mole percent up to about 75 mole percent, basis 100 
mole percent of the metal content of the coating. 

Where the coating composition will contain iridium oxide, suitable' 
15 precursor substituents can include IrCh or HzlrCLe. The iridium oxide will be 
present in an amount from about 1% mole percent up to about 25 mole 
percent, basis 100 mole percent of the metal content of the coating. 

A preferred coating composition will contain antimony oxide. Suitable 
20 precursor substituents can include SbCb, SbCls. or other inorganic antimony 
salts. The antimony oxide will generally be present rn an amount from about 5 
mole percent up to about 20 mole percent and preferably from about 10 mole 
percent up to about 15 mole percent, basis 100 mole percent of the metal 
content of the coating. 

25 

As mentioned hereinbefore, it is also contemplated that the 
electrocatalytic coating can contain a tin oxide in place of or in addition to 
antimony oxide. Where tin oxide is the desired constituent, suitable precursor 
substituents can include SnCIa, SnS04, or other inorganic tin salts. Where tin 
30 oxide is utilized, it will generally be present in an amount from about 2 mole 
percent up to about 20 mole percent and preferably from about 3 mole 
percent up to about 15 mole percent, basis 100 mole percent of the metal 
content of the coating. 
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In the coating composition of the invention, the ratio of ruthenium to 
antimony or tin will generally be from about 2:1 to about 0.1:1, and preferably 
about 1.5:1, with the ratio of titanium to antimony or tin being from about 19:1 
5 to 1:1, and preferably about 5.7:1. Where the optional iridium component is 
utilized, the ratio of ruthenium to iridium will generally be from about 1:1 to 
about 99:1. 

An important aspect of the present invention is that the coating 
composition is an aqueous-based composition. It has been found that such a 
composition provides a coating having a smooth surface morphology. The 
surface morphology is characterized by having minimal "mudcracks" which, in 
turn, fomi "islands" or "platelets" between the cracks. Generally, minimal can 
refer to either the number or depth of the cracks. It will be understood that the 
term "minimal" is used herein as a term of convenience and such term should 
not be construed as limiting the invention unless expressly stated herein as 
such. These characteristics, as measured by scanning electron microscopy 
(SEM), are more particulariy described with reference to the Examples. It has 
been found that a coating having about less than or equal to 16,000 platelets 
per square millimeter (platelets/mm^), and preferably from about 100 to about 
12,000 platelets/mm^, will provide a coating having enhanced efficiency and 
increased lifetime. 

The electrocatalytic coating will be applied by any of those means 
which are useful for applying a liquid coating composition to a metal substrate. 
Such methods include dip spin and dip drain techniques, brush application, 
roller coating and spray application such as electrostatic spray. Moreover, 
spray application and combination techniques, e.g., dip drain with spray 
application can be utilized. With the above-mentioned coating compositions 
for providing an electrochemically active coating, a roller coating operation 
can be most serviceable. 
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Regardless of the method of application of the coating, conventionally, 
a coating procedure is repeated to provide a uniform, more elevated coating 
weight than achieved by just one coating. However, the amount of coating 
applied will be sufficient to provide in the range of from about 0.1 g/m^ (gram 
5 per square meter) to about 30 g/m^. and preferably, from about 0.25 g/m^ to 
about 15 g/m^, as total metal, per side of the electrode base. 

Following application of the coating, the applied composition will be 
heated to prepare the resulting mixed oxide coating by thermal decomposition 
10 of the precursors present in the coating composition. This prepares the mixed 
oxide coating containing the mixed oxides in the mass proportions, basis the 
metals of the oxides, as above discussed. Such heating for the thermal 
decomposition will be conducted at a temperature of at least about 425''C up 
to about 525*^0 for a time of at least about 3 minutes up to about 20 minutes, 

15 Suitable conditions can include heating in air or oxygen. In general, the 
heating technique employed can be any of those that may be used for curing 
a coating on a metal substrate. Thus, oven coating, including conveyor ovens 
may be utilized. Moreover, infrared cure techniques can be useful. Following 
such heating, and before additional coating as where an additional application 

20 of the coating composition will be applied, the heated and coated substrate 
will usually be permitted to cool to at least substantially ambient temperature. 
Particularly after all applications of the coating composition are completed, 
postbaking can be employed. Typical postbake conditions for coatings can 
include temperatures of from about 450*'C up to about 525°C. Baking times 

25 may vary from about 30 minutes, up to as long as about 300 minutes. 

As has been discussed hereinbefore, the coating of the present 
invention is particularly serviceable for an anode in an electrolytic process for 
the manufacture of chlorates. However, it is also contemplated that these 
30 electrodes may find use In other processes, such as the manufacture of 
chlorine, and hypochlorite or for oxidizing a soluble species, such as ferrous 
ion to form ferric ion. 
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EXARAPLE 1 

A titanium plate sample of unalloyed grade 1 titanium, measuring 0.2 
centimeters (cm) by 12.7 cm by 12.7 cm was grit blasted with alumina to 
achieve a roughened surface. The sample was then etched in a solution of 
5 18-20% hydrochloric acid heated to 90-95**C for approximately 25 minutes. 

The titanium plate was then provided with an electrochemically active 
oxide coating as set forth in Table I. The coating solution was prepared by 
adding the amount of metals, as chloride salts, as listed in Table I, to a 

10 solution of 18% HCI containing 5 volume % isopropanol. After mixing to 
dissolve all of the salts, the solutions were applied to individual samples of 
prepared titanium plates. The coatings were applied in layers, with each 
coat being applied separately and allowed to dry at 110^*0 for 3 minutes, 
followed by heating in air to 480**C for 7 minutes, A total of 10 coats were 

15 applied to each sample. Following the final coat, the samples were post 
baked for 90 minutes at 460-490 X. Samples A & B are in accordance with 
the present invention. Sample C was prepared in alcohol solvent and is, 
therefore, considered a comparative example. 

20 Table I 



Sample 


Amount of metai 
of solution (c 


per liter 
IPI) 


Composition (mole %) 




Ru 


Sd 


Ti 


Sb 


Ru 


Sn 


Ti 


Sb 


Invention 
Sample A 


24.5 




42.8 


19.3 


18.7 




69.0 


12.2 


Invention 
Sample B 


26.1 


20.5 


45.5 




18.8 


12.2 


69.0 




Comparative 
Sample C 


26.1 


20.5 


45.5 




1 









The resulting samples were operated as anodes in a laboratory 
chlorate cell in an electrolyte that was 110 (gpl) grams per liter of NaCI, 475 
gpl NaClOa, and 4 gpl Na2Cr207. The test cell was an unseparated cell 
25 maintained at QO'^C and operated at a current density of 3.0 kiloamps per 
square meter (kA/rvT). The results are summarized in Table II as the oxygen 
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produced (in percent). 



To compare the smoothness of the coatings a Scanning Electron 
Microscopy (SEM) photograph was taken of representative areas on the 
5 surface of each coating sample. Using a 1000X magnification picture, the 
number of platelets was counted for each sample. The results were then 
normalized to the real geometric area. The results are summarized in Table 
II as platelets per square millimeter (platelets/mm^). 

10 Table II 



Sample 


Oxygen Generation (%) 


Platelets/mm^ 


A 


1.4-1.6 


6300 


B 


1.5-1.7 


8800 


C 


3.0-3.5 


25000 



The samples were then operated as anodes in an accelerated test as 
an oxygen-evolving anode at a current density of 1 kA/m^ in an 
electrochemical cell containing 150 g/l H2SO4 at 50°C. Cell voltage versus 
15 time data was collected every 30 minutes. The results are summarized in 
Table III as the elapsed time per amount of Ru before a given voltage rise. 



Table lii 



Sample 


Accelerated Lifetime 
(hours per gram/m^ of Ru) 


A 


26 


6 


37 


C 


18 



20 It is, therefore, evident from the results of Tables I & II that samples 

prepared according to the present invention have substantially decreased 
oxygen generation together with Increased lifetime versus the comparison 
example. 
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While in accordance with the patent statutes, the best mode and 
preferred embodiment have been set forth, the scope of the invention is not 
limited thereto, but rather by the scope of the attached claims. 
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CLAIMS 



What we claim is: 

1. A process for the production of an electrolytic electrode having 
5 an electrocatalytic coating thereon, said electrocatalytic coating having a 
surface morphology adapted for enhanced electrode efficiency, said process 
comprising the steps of: 

providing a valve metal electrode base; 

coating said valve metal electrode base with a coating layer of an 
10 electrochemically active coating on said valve metal electrode base, said 
coating consisting essentially of a mixture of ruthenium oxide, titanium oxide 
and one or more of tin oxides or antimony oxides, said mixture providing from 
at least about 10 mole percent up to about 30 mole percent ruthenium, and at 
least about 50 mole percent up to about 85 mole percent titanium, basis 100 
15 mole percent of the metal content in the coating, wherein said surface 
morphology of said coating is characterized by minimal mudcracks, and 
wherein said electrode produces less than about 2.0% oxygen in a chlorate 
electrolyte. 

20 2. The process of claim 1 , wherein said valve metal electrode 

base is one or more of titanium, tantalum, zirconium, niobium, tungsten, 
aluminum, their alloys and intermetallic mixtures, and said base is in mesh, 
sheet, blade, tube or wire form. 

25 3. The process of claim 1, wherein a surface of said valve 

metal electrode base is a prepared surface. 

4. The process according to claim 3, wherein said surface is 

prepared as by one or more of etching, intergranlular etching, grit blasting, or 
30 thermal spraying. 



5. The process of claim 2, wherein said ruthenium oxide is 

present in an amount from about 10 mole percent up to about 25 mole 
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percent, and said titanium is present in an amount from about 60 mole 
percent up to about 75 mole percent, basis 100 mole percent of the metal 
content of the coating. 

5 6. The process of claim 1 , wherein said coating contains from 

about 5 mole percent up to about 20 mole percent antimony oxide basis 100 
mole percent of the metal content of the coating. 

7. The process of claim 1, wherein said coating contains from 
10 about 2 mole percent up to about 20 mole percent tin oxide, basis 100 mole 

percent of the metal content of the coating. 

8. The process of claim 5, wherein said coating contains from 
about 10 mole percent up to about 15 mole percent antimony oxide and from 

15 about 2 mole percent up to about 15 mole percent tin oxide, basis 100 mole 
percent of the metal content of the coating. 

9. The process of claim 1, wherein the ratio of ruthenium 
metal to antimony or tin is from about 2:1 to about 0.1:1 and the ratio of 

20 titanium metal to antimony or tin is from about 19:1 to about 1:1. 

10. The process of claim 1, wherein said surface morphology 
of said coating provides, as measured by scanning electron microscopy, from 
about less than or equal to 16,000 platelets/mm^. 

25 

11. The process of claim 10, wherein said surface morphology 
of said coating provides, as measured by scanning electron microscopy, from 
about 100 to about 12,000 platelets/mm^. 



30 12. The process of claim 1, wherein said coating is a water- 

based coating. 
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13. The process of claim 1. wherein said electrode is an anode 
in an electrolytic process for the production chlorate. 

14. The process according to claim 1, wherein said process 
5 further comprises the step of heating said coating and said heating is by 

baking at a temperature of from about 425°C to about 525X for a time of from 
about 3 minutes up to about 20 minutes. 

15. The process of claim 1, wherein said coating composition 
10 further includes iridium oxide in an amount from about 1 mole percent up to 

about 25 mole percent, basis 100 mole percent of the metal content of the 
coating, and the ratio of ruthenium metal to iridium is from about 1:1 to about 
99:1. 

15 16. A metal article of a valve metal substrate for use in 

electrocatalytic processes, said valve metal substrate having an 
electrocatalytic surface coating thereon, wherein said coating consists 
essentially of a mixture of ruthenium oxide, titanium oxide and one or more of 
tin oxides or antimony oxides, said mixture providing from at least about: 10 

20 mole percent up to about 30 mole percent ruthenium, and at least about 50 
mole percent up to about 85 mole percent titanium, basis 100 mole percent of 
the metal content in the coating, wherein said surface morphology of said 
coating is characterized by minimal mudcracks. 

25 17. The metal article of claim 16, wherein said valve metal 

substrate is one or more of titanium, tantalum, zirconium, niobium, tungsten, 
aluminum, their alloys and intermetallic mixtures, and said substrate is in 
mesh, sheet, blade, tube or wire form. 

30 18. The metal article of claim 16. wherein a surface of said 

valve metal electrode base is a prepared surface. 
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19. The metal article of claim 18, wherein said surface is 

prepared as by one or more of etching, intergranlular etching, grit blasting, or 
thermal spraying. 

5 20. The metal article of claim 17. wherein said ruthenium oxide 

is present in an amount from about 10 mole percent up to about 25 mole 
percent, and said titanium is present in an amount from about 60 mole 
percent up to about 75 mole percent, basis 100 mole percent of the metal 
content of the coating. 

10 

21. The metal article of claim 16. wherein said coating contains 

from about 5 mole percent up to about 20 mole percent antimony oxide basis 
100 mole percent of the metal content of the coating. 

15 22. The metal article of claim 16, wherein said coating contains 

from about 2 mole percent up to about 20 mole percent tin oxide, basis 100 
mole percent of the metal content of the coating. 

23. The metal article of claim 16, wherein said coating contains 
20 from about 10 mole percent up to about 15 mole percent antimony oxide and 

from about 2 mole percent up to about 15 mole percent tin oxide, basis 100 
mole percent of the metal content of the coating. 

24. The metal article of claim 16, wherein the ratio of 
25 ruthenium metal to antimony or tin is from about 2:1 to about 0.1:1 and the 

ratio of titanium to antimony or tin is from about 19:1 to about 1:1. 

25. The metal article of claim 16. wherein said surface 
morphology of said coating provides, as measured by scanning electron 

30 microscopy, from about less than or equal to 16.000 platelets/mm^. 
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26. The metal article of claim 25, wherein said surface 

morphology of said coating provides, as measured by scanning electron 
microscopy, from about 100 to about 12,000 platelets/mm^. 

5 27. The metal article of claim 16, wherein said coating is a 

water-based coating. 

28. The metal article of claim 16, wherein said electrode is an 
anode in an electrolytic process for the production of one or more of chlorine, 

10 chlorate, hypochlorite, or for the oxidation of a soluble species. 

29. The metal article of claim 16, wherein said coating further 
includes iridium oxide in an amount from about 1 mole percent to about 25 
rhole percent, basis 100 mole percent of the metal content of the coating, and 

15 the ratio of ruthenium metal to iridium is from about 1:1 to about 99:1. 
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